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chromatography using 20 % CH 2 Cl 2 in hexane as the eluent to obtain 1 as a green powder. Yield: 90%, 13 273 mg, 0.831 mmol. 1 H NMR (500 MHz, CD 2 Cl 2 , 25 o C): δ (ppm) = 8.64 (d, 3 J (H-H) = 11.8 Hz, 2H, 4-, 8-H), 8.13 (s, 1H, 2-H), 7.75 (t, 3 J (H-H) = 9.8 Hz, 1H, 6-H), 7.64 (d, 3 J (H-H) = 6.9 Hz, 4H, o-Ar-H), 7.43-7.36 (m, 2H, 5-, 7-H & m-, p-Ar-H). 13 (8) . 2-Phenylethynyl-azulene 14 (7) (114 mg, 0.5 mmol) was dissolved in dry toluene (50 mL) at 10 °C. To this N-Iodosuccinimide (112 mg, 0.5 mmol) was added. The reaction mixture was stirred for 2.5 h, filtered through a pad of silica and consequently concentrated under reduced pressure to a volume of 30 mL. Due to instability of 8 in the solid state, this compound was further used in the next step without purification. (2) . To the crude solution of 1-Iodo-2-phenylethynyl-azulene in toluene, dry NEt 3 (20 mL), PPh 3 (13 mg, 0.05 mmol), CuI (8 mg, 0.05 mmol), phenyl acetylene (153 mg, 1.5 mmol) and Pd(PPh 3 ) 2 Cl 2 (17 mg, 0.025 mmol) were added. The reaction mixture was heated at 65 °C for 12 h. The mixture was poured into saturated NH 4 Cl (100 mL) and then extracted with toluene (2 × 40 mL). The combined organic phases were dried over MgSO 4 , filtered and consequently concentrated in vacuo. The crude product was subjected to column chromatography using 10 % ethyl acetate in hexane as the eluent to obtain 2 as a green powder. Yield: 91 %, 16 149
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mixture was heated at 65 °C over night. The mixture was poured into water (200 mL) and then extracted with toluene (3 × 70 mL). The combined organic phases were dried over MgSO 4 , filtered and consequently concentrated in vacuo. The crude product was subjected to column chromatography using 20 % EtOAc in CH 2 Cl 2 as the eluent to obtain 1 as a red powder. Yield: 83 %, 438 mg, 1.09 mmol. 1 
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2-Hydroxy-6-phenylethynyl-azulene (13). 12 (350 mg, 0.87 mmol) was dissolved in a mixture of DMF (50 mL) and water (10 mL). LiCl (932 mg, 22 mmol) was added and the reaction mixture was refluxed at 160 °C for 21 hours. The reaction mixture was allowed to cool down, and then poured into ice water and extracted with diethylether (3 × 100 mL). The combined organic phases was washed with water (2 × 150 mL), filtered and subsequently dried over MgSO 4 . After evaporation of the solvent in vacuo, the product was purified by short column chromatography. (Eluent: 20 % EtOAc in CH 2 Cl 2 ). Violet-red powder was obtained which decomposes quickly and was therefore directly used for the following reaction without further purification. Crude yield: 56%, 119 mg, 0.49 mmol. (14) . 13 (100 mg, 0.41 mmol) was dissolved in dry toluene (60 mL) and dry pyridine (2 ml). PBr 3 (114 mg, 0.42 mmol) was then added drop wise. The solution was heated to 90 °C for 1 h. It was then poured into ice water (200 mL). After allowing to phase separate, the aqueous phase was extracted with toluene (2 × 100 mL). The combined organic phases were washed with water (100 mL), dried over MgSO 4 2,6-Diphenylethynyl-azulene (3). 14 (86 mg, 0.28 mmol) was dissolved in dry toluene (20 mL) and dry NEt 3 (20 mL). CuI (6 mg, 0.03 mmol), PPh 3 (13 mg, 0.05 mmol), phenyl acetylene (82 mg, 0.8 mmol) and Pd(PPh 3 ) 2 Cl 2 (10 mg, 0.015 mmol) were added. The reaction mixture was heated at 65 °C over night. The mixture was poured into water (100 mL) and then extracted with toluene (2 × 50 mL). The combined organic phases were dried over MgSO 4 , filtered and consequently concentrated in vacuo. The crude product was subjected to column chromatography using 20 % CH 2 Cl 2 in hexane as the eluent to obtain 3 as a dark green powder. Yield: 96 %, 88 mg, 0.27 mmol. 1 17 4,7-Diphenylethynyl-azulene (4) . 15 (71.6 mg, 0.25 mmol) was dissolved in dry toluene (10 mL) and dry NEt 3 (15 mL). PPh 3 (13 mg, 0.05 mmol), CuI (9.5 mg, 0.05 mmol), phenyl acetylene (102 mg, 1 mmol) and Pd(PPh 3 ) 2 Cl 2 (18 mg, 0.025 mmol) were added. The reaction mixture was heated at 65 °C over night. The mixture was poured into water (100 mL) and then extracted with toluene (3 × 40 mL). The combined organic phases were dried over MgSO 4 , filtered and consequently concentrated in vacuo. The crude product was subjected to column chromatography using 10% CH 2 Cl 2 in hexane as the eluent to obtain 4 as a green powder. Yield: 93%, 77 mg, 0.234 mmol. 1 Figure S1 . 1 
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Energies and cartesian coordinates of the DFT optimized ground-state structure of 3-H 
